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(54) PRODUCTION OF TERNARY CATALYST EXCELLENT IN LOW-TEMPERATURE ACTIVITY 

(57)Abstract 

PURPOSE: To obtain the ternary catalyst capable of sufficiently purifying even a low-temp, exhaust gas by impregnating a perovsk'rte- 
structure multiple oxide carrier or further a carrier contg. a heat-resistant oxide with an aq. soln. of noble metal salts with the pH 
specified, drying and then calcining the impregnated carrier. 

CONSTITUTION: A carrier is impregnated with an aq. soln. of noble metal salts adjusted to >pH10, and the impregnated carrier is dried 
and then calcined. One or >2 kinds of metals are selected from the group consisting of Pd t Pt, Ru, Rh and Ir and used as the noble 
metals, and Pd is especially preferable. The carrier is the perovskite-structure multiple oxide expressed by the formula Ln1-xAxMo3 
(Ln is the rare-earth metals except CI, A is CI or alkaline-earth metals, M is one or >2 kinds among the transition metals consisting of 
Mn, iron, Co, Ni, Cu f Pd and Ru and 0<x<1). Meanwhile, a heat-resistant oxide contg. CI, Zn and rare-earth metals other than Ce and 
at least a part of which forms a multiple oxide is further incorporated as a promoter. 
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CLAIMS 



[Claim(s)] . . . 

[Claim 1] The manufacture approach of the catalyst characterized by infiltrating support and calcinating after desiccation the noble- 
metals salt water solution which adjusted pH more greatly than 10. 

[Claim 2] Noble metals are the manufacture approaches of the catalyst according to claim 1 B 2, or 3 which are one sort or two sorts or 
more of metals chosen from the group which consists of Pd, Pt, Ru, Rh, and Ir. 

[Claim 3] Noble metals are the manufacture approaches of the catalyst according to claim 4 which is Pd. 

[Claim 4] The manufacture approach of the catalyst according to claim 1 which is the multiple oxide of perovskite type structure in 
which support is shown by general formula Ln1~xAxM03 (the rare earth metal except Ce and A are the transition metals which consist 
of Mn, Fe. Co, nickel, Cu, Pd, and Ru, and Ln is [ Ce or alkaline earth metal, and M ] all one sort or two sorts or more, and 0< x<1 ). 
[Claim 5] The manufacture approach of a catalyst according to claim 4 of including Ce and Zr, or the heat-resistant oxide with which at 
least the part serves as a multiple oxide or the solid solution including rare earth metals other than Ce further in a co-catalyst pan. 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 

[industrial Application] This invention relates to the three way component catalyst which shows purification activity also on the 
conditions that the exhaust gas temperature at the time of an idling etc. is low, and its manufacture approach in the three way 
component catalyst for exhaust gas purification excellent in the purification capacity of a carbon monoxide (CO), a hydrocarbon (HC), 
and nitrogen oxide (NOx), especially the gasoline engine for automobiles, etc. 
[0002] 

[Description of the Prior Art] As a three way component catalyst for exhaust gas purification, the precious metal catalyst which 
supported noble metals, such as Pt Rh, and Pd. is put in practical use by the alumina simple substance, and it is widely used for it 
Moreover utilization is expected as a cheap three way component catalyst for exhaust gas purification with which the multiple oxide 
which has the perovskite type structure which consists of a rare earth metal, an alkaline earth metal, and transition metals purifies CO. 
HC and NOx (refer to JP.59-87046.A and JP.60-821 38.A). Although CO and the purification capacity of HC are excellent, this 
perovskite mold multiple oxide is a little inferior in the purification capacity of NOx, and they are not enough to present practical use as 
a three way component catalyst for automobile exhaust Then, in order to heighten the NOx purification capacity of a perovskite mold 
multiple oxide catalyst also making noble metals live together is proposed (refer to JP.1-168343A and JP.2-90947.A). The noble- 
metals salt water solution which adjusted pH to 7-10 is infiltrated into perovskite mold multiple oxide support, and the approach of 
calcinating is indicated by especially JP.2-90947.A after desiccation. 

[Problem(s) to be Solved by the Invention] In the gasoline engine of an automobile, although these catalysts show the purification 
activity excellent in the conditions that exhaust gas temperature like [ at the time of transit ] is high, they do not show purification 
activity sufficient on the conditions that the exhaust gas temperature at the time of an idling etc. is low. A catalyst which shows 
sufficient purification activity also on the conditions that such exhaust gas temperature is low, with exhaust gas toughening of 
regulations is desired. This invention aims at offering the approach of manufacturing the three way component catalyst which shows 
purification activity sufficient also on the conditions that exhaust gas temperature is low. 
[0004] 

[Means for Solving the Problem] In this invention, support is infiltrated and the noble-metals salt water solution which adjusted pH 
more greatly than 10 is calcinated after desiccation. Noble metals are one sort or two sorts or more of metals chosen from the group 
which consists of Pd, Pt Ru. Rh. and Ir. and especially its Pd is desirable. Support is the multiple oxide of the perovskite type structure 
shown by aluminum 203 or general formula Ln1-xAxM03 (the rare earth metal except Ce and A are the transition metals which consist 
of Mn, Fe Co, nickel, Cu. Pd, and Ru, and Ln is [ Ce or alkaline earth metal, and M ] all one sort or two sorts or more, and 0< x<1). 
[0005] In order to enable it to maintain purification activity also in an elevated temperature with this catalyst Ce and Zr, or the heat 
resistant oxide with which at least the part serves as a multiple oxide, or the solid solution including rare earth metals other than Ce 
further is further included as a co-catalyst The noble-metals salt water solution with which pH was adjusted including the 0.2 - 5.0 
weight section more greatly than 10 by noble-metals conversion is infiltrated to the support 100 weight section, and it calcinates at the 

temperature of 250-800 degrees C after desiccation. . 1L , . 

[0006] as a water-soluble noble-metals salt - tetra— amine palladium dichloride Pd(NH3)4CI2 - tetra— whether A prepares and 
uses so that aqueous ammonia and an acid may be added in basic water solutions, such as amine Pa«a<>wjn palate WjJwOTO. 
and it may be set to pH>10 Nitrates, such as chlorides, such as PdCI2. PtCI2. and RuCI3.3H20. and Pd (N03)2. Ru ^03)3 Rh (N03)3. 
Or it prepares and uses so that aqueous ammonia may be added to aqueous acids, such as dinitro diamine salts, such as Pd(N02)Z 
(NH3) 2 and Pt(N02)2(NH3) 2. and it may be set to pH>1 0. 

[Effect of the Invention] the catalyst manufactured by the approach of this invention — the exhaust gas temperature at the time of an 
idling etc — 100 — dozens-200 — purification activity can be shown also in the low conditions which are dozens of degrees C. 
Moreover, when a heat-resistant oxide is included further, even an elevated temperature 900 degrees C or more serves as a durable 
catalyst 
[0008] 

(Examplfl) The palladium nitrate solution (Pd 4.4 % of the weight per part) 25 weight section was diluted with the pure-water 1700 
weight section. It became the 1.1 weight section by Pd conversion. Since pH was 1.7, this solution prepared the solution so that 
aqueous ammonia might be added and pH might be set to 1 1 .0. The perovskite mold multiple oxide and the heat-resistant oxide which 
are used for support were created as follows. In order to create a perovskite mold multiple oxide with a coprecipitation method, 103.9g 
of lanthanum nitrates, 26.1 g of cerium nitrates. 34.9g of cobalt nitrates, 0.31. of water solutions which dissolved 72.7g of iron nitrate in 



Dure water, and 0.51. of water solutions which dissolved 50g of sodium carbonates as a neutralization coprecipitater were prepared, the 
neutralization coprecipitater was dropped at the previous water solution, and the coprecipitate was obtained. The vacuum drying was 
carried out after rinsing the coprecipitate enough and filtering it This was ground after baking in 3-hour atmospheric air at 600 
degrees C, and it calcinated in 3-hour atmospheric air at 800 degrees C after that it ground further, and the powder of the perovskite 
mold multiple oxide (La0.8Ce0. <SUB> 2) (Co0.4Fe0.6) 03 was created. In order to create a heat-resistant oxide Commercial cerium 
oxide powder of high specific surface area (2/g Ce02 specific surface area of 170m) 99.9% of purity and TREO(all rare earth oxides) 
1 1 1 .9g are prepared. To this, 147.9g (contained 25.0% of the weight by Zr02 conversion in liquid density 1 .51 and liquid) of oxy- 
zirconium-nitrate (Zr02 (N03)) water solutions, And 26.0g (contained 21.7% of the weight by 20Y3 conversion in liquid density 1.62 and 
liquid) of nitric-acid yttrium (Y(N03) 3) water solutions was added, and it dried in 10-hour atmospheric air at 1 10 degrees C, having 
agitated well and mixing. Then, baking was performed at 600 degrees C in atmospheric air for 3 hours, and about 150g of O(Ce0.65Zr 
0.30YO.05)2 multiple oxides was obtained. . ^ /i a or» a o\ 

[0009] In order to obtain slurry coat support they are 50 weight sections of the previous perovskite mold multiple oxide (La0.8Ce0.2) 
(Co0.4Fe0.6) 03, 50 weight sections of the heat-resistant oxide (Ce0.65Zr 0.30Y0.05) 02 were added to the pure-water 100 weight 
section, the slurry which ground for 12 hours and was obtained with the ball mill was slushed into the heat-resistant honeycomb 
support of the quality of cordierite, and after blowing off and drying the slurry of the complementary section by airstream (it is 24 hours 
at 130 degrees C), the support which is calcinated among atmospheric air at 600 degrees C for 3 hours and by which coating of a 
perovskite mold multiple oxide and the heat-resistant oxide was carried out to homogeneity was obtained. The above-mentioned 
palladium salt water solution (pH=1 1.0) was kept warm at 40 degrees C, and the above-mentioned coating support was infiltrated into 
it it held for 2 hours, and palladium was made to adsorb. It was dried at 130 degrees C for 24 hours, it calcinated at 600 degrees C in 
atmospheric air for 3 hours, and the sample of an example 1 was obtained. 

[0010] (Example 2) The palladium nitrate solution (Pd 4.4 % of the weight per part) 40 weight section was diluted with the pure-water 
1700 weight section, and the 1.76 weight section and pH obtained the solution of 1.4 by Pd conversion, and the solution was prepared 
so that aqueous ammonia might be added to this and pH might be set to 10.7. Support obtained the support by which coating of a 
perovskite mold multiple oxide and the heat-resistant oxide was carried out to the heat-resistant honeycomb support of the quality of 
cordierite like the example 1 at homogeneity using 50 weight sections of the perovskite mold multiple oxide (La0.8Sr0.2) (Co0.4Fe0.6) 
03 created with the neutralization coprecipitation method, and 20 weight sections of the heat-resistant oxide (Ce0.8ZrO.2) 02 which 
made the zirconia dissolve to cerium oxide. Infiltrate this support into the above-mentioned palladium salt water solution (pH=10.7), and 
palladium was made to adsorb like an example 1, after desiccation, it calcinated at 250 degrees C in atmospheric air for 3 hours, and 
the sample of an example 2 was obtained. 

[001 1] (Example 3) The pure-water 100 weight section was added to the tetra-amine palladium nitrate water-solution (with Pd 4.6-% of 
the weight solution per part it is pH=8.5) 23.9 weight section (it is the 0.5 weight section by Pd conversion), and the solution was 
prepared so that aqueous ammonia might be added and pH might be set to 1 1 .2. Support obtained the support by which coating of a 
perovskite mold multiple oxide and the heat-resistant oxide was carried out to the heat-resistant honeycomb support of the quality of 
cordierite like the example 1 at homogeneity using 50 weight sections of the perovskite mold multiple oxide (La0.8Sr0.2) (Co0.4Fe0.6) 
03, and 50 commercial weight sections of SrZr03. The whole quantity of the above-mentioned palladium salt water solution (pH=11.2) 
was infiltrated into this support, after desiccation, it calcinated at 600 degrees C in atmospheric air for 3 hours, and the sample of an 
example 3 was obtained. 

[0012] (Example 4) The ion exchange of the aqueous ammonia was added and carried out to the tetra-amine palladium dichloride 
water-solution (Pd 8.4 % of the weight per part pH= 8.7) 13 weight section, the chlorine ion was removed, and pH obtained the water- 
solution 127 weight section of 12.0. The same coating support as having used in the example 1 is prepared, the whole quantity of the 
above-mentioned palladium salt water solution (pH=12.0) was infiltrated into the support, after desiccation, it calcinated at 250 degrees 
C in atmospheric air for 3 hours, and the sample of an example 4 was obtained. 

[0013] (Example 5) The pure-water 100 weight section was added to the tetra-amine palladium nitrate water-solution (Pd 4.6 % of the 
weight per part) 23.9 weight section (it is the 0.5 weight section by Pd conversion), and the solution was prepared so that aqueous 
ammonia might be added and pH might be set to 1 2.0. Support obtained the support by which coating of a perovskite mold multiple 
oxide and the heat-resistant oxide was carried out to the heat-resistant honeycomb support of the quality of cordierite like the 
example 1 at homogeneity using O(Ce0.65Zr 0.30Y0.05) 2 prepared in 50 weight sections and the example 1 of the perovskite mold 
multiple oxide (La0.9Ce0.1) (CoO.38FeO.56RuO.06) 03 created with the neutralization coprecipitation method. The whole quantity of the 
above-mentioned palladium saltwater solution (pH=12.0) was infiltrated into this support it calcinated at 250 degrees C after 
desiccation and among atmospheric air for 3 hours, and the sample of an example 5 was obtained. 

[0014] (Example 6) The pure-water 100 weight section was added to the hexa ammine tetra-chloride platinum water-solution (Pt 1.45 
% of the weight per part) 34.5 weight section (it is the 0.5 weight section by Pt conversion), and the solution was prepared so that 
aqueous ammonia might be added and pH might be set to 1 1.3. Support obtained the support by which coating of a perovskite mold 
multiple oxide and the heat-resistant oxide was carried out to the heat-resistant honeycomb support of the quality of cordierite like 
the example 1 at homogeneity using the perovskite mold multiple oxide (La0.8Sr0.2) (Co0.4Fe0.6) O380 weight section and the 
commercial SrZrO320 weight section. The whole quantity of the above-mentioned platinum-salts water solution (pH=1 1 .3) was 
infiltrated into this support, it calcinated at 600 degrees C after desiccation and among atmospheric air for 3 hours, and the sample of 
an example 6 was obtained. 

[001 5] ((a) The example of a comparison) Except for the point of having added aqueous ammonia in the palladium nitrate water solution, 
and having aciiusted pH to 6.9, the sample of the example a of a comparison was obtained like the example 1. 

((b) The example of a comparison) Except for the point of having added aqueous ammonia in the palladium nitrate water solution, and 
having adjusted pH to 8.5, the sample of the example b of a comparison was obtained like the example 1. 

((c) The example of a comparison) Except for the point of having added aqueous ammonia in the palladium nitrate water solution, and 
having adjusted pH to 9.7, the sample of the example c of a comparison was obtained like the example 1 . 



001 6] ((d) The example of a comparison) The palladium nitrate solution 25 weight section was diluted with the pure-water 1 00 weight 
section, and pH obtained the water solution of 1.7. Support used the same coating support as the example 3 created using 50 weight 
sections of the perovskite mold multiple oxide (La0.8Sr0.2) (Co0.4Fe0.6) 03. and 50 commercial weight sections of SrZr03. Other 
:onditions obtained the sample of the example d of a comparison like the example 1. a , ltftmftW |«« nilt 

Xe) The example of a comparison) 20Pt-Rh/gamma-aluminum 3 catalyst which is a three way component catalyst for automobile put 
In practical use widely was made into the example e of a comparison. The content of Pt-Rh was the 0.43 weight section. These results 
are collectively shown in Table 1 . 
[0017] 
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[0018] Measurement and a durability test were performed for catalytic activity on condition that the following using the sample of 
these examples, and the sample of the example of a comparison. ^ , . u _„^ m u 

Activity was measured for each sample (the diameter of 30mm, die length of 50mm) supported by the measurement honeycomb-like 
(number of eels 300-/inch 2) cordierite support of catalytic activity by the following model gas. The inlet gas temperature to a catalyst 
shows gas temperature, it carries out a temperature up from a room temperature, and makes purification temperature temperature to 
which each of NO CO, and HC (C3H6+C3H8) fell to 50% of initial concentration 50%. Moreover, rich gas and lean gas were switched tor 
every second, respectively. Space velocity (SV) of the gas stream which passes along a catalyst was made into 30,000-/time amount 

Kas Lean gas CO 2.6 % 0.7 % HC (CI conversion concentration) 0.19% 0.19% H2 0.87% 0.23% C02 8 % 8 % NO 0.17* i 017% 02 0.65% 
1 8 % H20 10% 10 % N2 Remainder Remainder [0020] The rich gas and lean gas of the durability test above were sw.tched every 5 
seconds, it repeated at 900 degrees C for 30 minutes, the cycle of 30 minutes was repeated 1 5 times at 750 degrees C and the 
durability test was performed. Catalytic activity was measured by the aforementioned approach also after the durability test. I he 
measurement result of the catalytic activity before a durability test and the test result of the catalytic activrty after a durability test 
are shown in Table 2. 
[0021] 
[Table 2] 
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[0022] In each example, 50% purification temperature is low, and it is high in each example of a comparison so that clearly from the 
result of Table 1 . 



[Translation done.] 



